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SHEMYAKIN, M.M.; SHCHUKINA, L.A.; VINOGRADOVA, Ye,I,; KOLOSOV, M.N.; VDOVINA,
R.G.; KARAPETYAN, M.G.; RODIONOV, V.Ya,; BAVDEL', G.A.; SHVETSOV, Yu.B
BAMDAS, E.M.; CHAMAN, Ye.S,; YERMOLAYEV, K.M.; SEMKIN, Ye,P.

Besearch data on sarkomycin and its analogues. Part 1l: Synthesis of
dihydrosarkomycin and its antipode. Zhur, ob, khim. 27 no.3:742-748
Mr '57, (MIRA 10:6)

1. Institut biologicheskoy i meditsinskoy khimii Akademii meditsin-
skikh nauk SSSR,
(Sarkomycin)
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SPIRICHEV, V.B., TSI CHZHEN-U [Ch'i Cheng-wu], OREEKHOVICH, V.FN., SHCEUKINA, L.As

Reversible action of acylase., Report Ho,1l: Enzymatic hydrolysis and
synthesls of I-acetylalanine [with summary in English]. Biokhimiia
23 no¢6:895-898 K~D 158 (MIRA 11:12)

1., Institut biologicheskoy i meditsinskoy khimii AMN S55R, Moskva,
(ACYLASE

{ALANINE)
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AUTHOwS 5 Spirichev, V. B., W 30V/19-28-6-62/63

TITLE: The Synthesis of l-Acetylalinine From d,l-Alanine
{(siatoz l-atsetilulenine iz d,l-alaninz)

FERIODICAL: Zhurnal obshchey khimii, 1958, Vol. 28, &r 6, pp-
17C09-17CG9 (USSR)

ABSTAACT: A5 is known one of the most convenient preparative methods
for the separation of racemic amino acids into the antipodes
is that by Greenstein :-nd collasborstors (Refs 1,2). This
method is bused on the capability of acylase to deacylate
only tne l-forms of various F-acylated L -amino ecids, while
the d-forms of the acylamino acids remein practically
untouched. The zuthors showed that the deacylation process
of the zmino acids by acylase can be inversed and that on
certuin conditions by its means a synthesis of l-acylamino
acids from 1- or d,l-amino acidscan be made possible. Thus
d,l-alznine by acylase obtzined from pork-kidneys (Refs 2,3)
in the coursz of 24 hours in the presence of 2 moles of
sodium acetate converts to l-acetylalanine in 2 yield of

13/5. The acylation czpsbility of ucyluse which was tound
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Tne Synthesis of l-Acetylelunine From d,l-alenine 30V//9-28-6-62/63

by the authors can serve as basis for the method of synthesis
of l-ccylamino acid directly from racemic amino acids.
There are 3 references, 1 of which is soviet.

A330CIATION: Ingtitut biologicheskoy i meditsinskoy khirii Akademii
meditainskikh nauk SS5SH
(Institute of Biologicul and Medieal Chemistry}Acadumy of
Medical sciences USSR)

SUBMITTED: February 2., 1957

1. Alanines--Synthesis

Card 2/2
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OREKHOVICH, V.H.; SHCHUKINA, L.A.; TSI CHZHEN-U [Ch'i Cheng-wul; SPIRICHEV, V.B.

Hole of the nature of amino acid and acyl radicals in enzynatic
synthesis of l-acyl-amino acids by acylase I. Biokhimiia 24
no.4:667-671 Jil-Ag '59, (MIRA 12:11)

1. Institut biologicheskoy i meditsinskoy khimii Akademii
neditsinskikh nauk SUSR, Moskva,

(ESTHRASES chem.)

(AMINO ACIDS chen.)

R T A e
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AUTHORS: Shemyakin, M. li., Shigorin, D. @., SOV/62-59-4-20/42
Shchukina, L. A., Semkin, Ye. F.
Shicfiuxing, &. =

TITLE: Structure and Mechanism of the Hydrolytic Splitting of
a-Nitro-a-Phenylacetophenon o-Carboxylic Acid (Stroyeniye i
mekhanizm gidroliticheskogo rasshchepleniya a-nitro-a-fenil-
atsetofenon-o-karbonovoy kisloty)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk;
1959, Nr 4, pp 695-698 (USSR)

ABSTRACT : To determine the structure of c=-nitro-g-phenylacetophenone-o-
carboxylic acid and its salts the spectra of these compounds
were investigated in the present work (Table 1). These inves-
tigations have provided an answer to the question relating to
their structure and their different behavior in the presence
of hydrolyzing agents. As was to be expected, a-nitro-u-
phenylacetophenone—o-carboxylic acid, like other aromatic
o-aldehyde-(keto)-acids, has the structure of lactol (IIIb)
rather than that of the keto acid (IV) in the crystalline
state as well as in solution. After the actual structure of
the g-nitro-u-vhenylacetophenonic acid znd of its disodium

Card 1/3 salt had been clarified, its different behavior in the
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Structure and Mechanism of the Hydrolytic Splitting of uuV/62 59-4-20/42
g~Nitro-u-Phenylacetophenon -o-Carboxylic Acid

vresence of anrol‘21nv agents has been understood. is was
shovm before (Ref 3) the C—C bonds can split in thcse com-
pounds in which a orototropic group (V) is present or can be
formed in the molecule. The tendency to spllt depends directly
on the degree of polarization of the C— bond under the aciion
of the substituent. a-Nitro- dlnltroﬁhenjlacetophenonomc»carb-
oxylic acid itself, having a lactol (IIIb) structure, does not
only contain the requlred group (V) but also a nitro group
which can polarize the splitting bond to a very high degree

in the required direction. For this very reason the acid (IIIb)
splits easily to form phthalic acid anhydride and phenylnitro-
methane if the pH-value of th: solution exceeds 7. In the
molecule of the disodium salt; on the other hand; the protc-
tropic group (V) is not contalned nor can it be formed by
hydration owing to the structure of this salt. This fact is
responsible for the resistance of this compound to hydrolytic
splitting. There are 1 table and 11 references, 8 of which are
Soviet.

Card 2/3
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Structure and Mechaniza of the Hydrolytic 5plitting of SC“/62-59—4—20/42
c-Nitro-aihenylacetophenon -o-Carboxylic icid
ASSOCTATION: Institut biolo;icheskoy i meditsinskoy khimii Akadenii

meditsinskikh nauk SSSR (Institute of Biolozical and Medical
Chemistry of the icademy of Medical Sciences, U5SR)

SUBMITTED: July 13, 1957

Card 3/3
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30V/79-29-1-74/T4
AUTHORS: §hchukina, L. A., Kara-iurza, %., Vdovina, R. G.

TITLE: Synthesis of 0-Peptides With Help of N,N'-Dicyclohexyl Carbo-
diimide (Sintez O-peptidov 8 pomoshch'yu N,N'-ditsiklo-
geksilkarbodiimida)

PERIODICAL: zhurnal obshchey khimii, 1959, Vol 29, #r 1, p 340 (USSR)

ABSTRACT: The synthesis of O-peptides of B-oxy-a-amino acids is of great
interest as such compounds are biochemically of great impor-

tance. In many cases they are difficult to synthesize. The au-
thors succeeded in bringing about a simple synthesis of
O-peptides which owes its existence to N,N'-dicyclohexyl
carbodiimide in the condensztion of esters of the N-acylated
oxyamino acids with N-aeylamino acids. The reaction proceeds in
the presence of pyridine in acetone {or in other organic sol-
vents) at 50° in the course of 24 hours. Thus, the following
products were obtained: 1) From the ethyl ester of N-benzoyl-
seryl glycine and carbobenzoxyl leucyl the ethyl ester of
O-carbobenzoyl 1eucy1—N-benzoyl-sery1 izlycine (yield: 84%).
2) Fronm the ethyl ester of f-benzoyl-seryl glycine and carbo-

Card 1/2 benzoxy-phenyl alanine of the ethyl ester cof O-carbobenzoxy
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50V/79-29-1-74/74
Synthesis of O-Feptides With Help of N, li'-Dicyclohexyl C:rbodiimide
phenyl alanyl-N-benzoyl-seryl glycine (yield: 824%). Apart
from this under similar conditions from the amide of sali-
cyclic acid and carbobenzoxy-phenyl alanine the amide of
O-carbobenzoxy-phenyl analyl salicylic acid were obtained
(yield 85%). There is 1 reference.

A3S0CIATION: Institut biologicheskoy i meditsinskoy khimii Akademii medi-
tsinskikh nauk 55SR (Institute for Biological and kedical
Chemistry of the Academy of Kedical Sciences, USSR)

SUBMITTED: September 1, 1958

Card 2/2 USCCH¥-DC=60,060
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of subtnir's work on pp 2i-24 (21 entrisgj; (KL,
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SHCHUKINA, L.A.

Mechanism of 2-phenyl-2-hydroxy-1,3-indandione fogzat;on frqm'él

t benzalphthalide. Zhur.ob.khim. 31 no.G:3C41-30-
dikromobenzalp OiIRa 1609)
1. Institut biologicheskoy i meditsinskoy khimili Akademii

meditsinskikh nauk SSSR.
(Indandione) (Phthalide)
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SHCHUKINA, L.A,; KARA-MURZA, S.N.; GROMOVA, G.F.

New method of preparing S-aminoacyl derivatives of cystelne
peptides, Dokl. AN SSSR 136 no.6:1351-1353 P 61, (MIRA 14:3)

1. Institut biologicheskoy i meditsinskoy xhimii AMN SSSR, Pred-
stavleno akademikom M. M. Shemgakinym.

(Cysteine
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RAVDEL?, G.A.; KRIT, NeA,; SHCHUKINA, L.A.- SHEMYESIN, MM, ,akademi¥:

z b pr of the peptide part of ergot
thetic paths in tbs preparation it . . ]
zjy_}‘;alzidsopuDokloAl\’ SUSH 137 m2.5.1377 1380 Ap 161, (MIRA 14:4)

1. Institut boilogicheskoy i meditsinskoy khimii Akademii
ditsinskikh nauk SSSR. )
e (Ergot alkalcids)
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SEEMYAKIN, M.H4., akademik; VINOGRADOVA, Ye.I,; FEYGINA, M.Yu.; ALDANOVA,
N.A.; OLADKINA, V.A.; SHCHUKINA, L.A.
Synthesis of optically active depsipeptides. Dokl. AN SS§R'.1bO
no.2:387-390 S '61. (MIRA 14:9)

1. Institut khimii prirodnykh soyedineniy A} SSSR.
(Peptides)
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roporta to bo sudnittsd for tho Fifth Suoropeon Toptide 8ympeaiws,
Oxford, England, 3-7 Sep 182
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SHCHUKINA , L.A.; VDOVIHA, R.G.; SHVETSOV, Yu.B.; EARFOVA, AV,

o i i io
Preparative method of production of (~and o =/ ~hydroxyisovaleric

AN SSSR Otd.khim.nauk no,2:310-312 7 '62,
acid. Izv, AR el (MIRA 15:2)
1. Institut khimii prirodnykh soyt.ac.lineniy i‘:H SSSR i Institut
biologicheskoy 1 meditainskey khimii AMN SSSR.
(Isovaleric acid)
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SHCHUKINA, L,A.; SEMKIN, Ye.P.

Oxidative and oxidative-hydrolytic transformations of organic
molecules. Part 34: Synthesis, properties, and hydrolytic
transformations of halo- and. hydroxytriketones of the tetralin

series, Zhur.ob.khim. 32 no.2:473-483 F 'é2. (MIRY 15:2)
1. Institut biologicheskoy i meditsinskoy khimii AMN SSSR,
(Naphthalene)
(Ketones)
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SHCHUKINA, L.A,; SEMKIN, Ye.P.

Oxidative and oxidative-hydrolytic transformations of

organic molecules., Part 35: Synthesis and properties of
polyfunctional substituted indans. Zhur,ob.khim. 32 no,2:
483-493 F ‘62, (MIRA 15:2)

1. Institut biologicheskoy i meditsinskoy khimii AMMN SSSR.
{Indan)
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sncw INA, L,A.; SOROLINA, I.B.; MAL'KOVA, V.P.; SEDOV,

ZRDANCY, 4,L.
£ h.: RYABOVA, 1.D.i oJ’FIN Ye.P.

Study of the biological activity of N-dichloroacety1-D, L-serine.
Dok1l. AN SSSR 143 no.5:1222-1224 Ap '62, (MIRA 15:4)

1. Institut khimii prirodnykh soyedineniy AN SSSR, Predstavlenc

akademikom M,M,Shemyakinym,
{Serine)
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"Depi lpapbide unalogy of bilologlenlly anctive peptides.

report submitted for 7th European Peptide Symp, Budapest, 3-8 Sep 6h.
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SHCHUKINA, L. A.; ZHUZE, A, L.; SEMKIN, Ye. P.; KRASNOVA, s. N,

Depsipepti 3 i tive peptides.
Depsipeptide analogs of b*ologlce'llly ac )
Regort No. 1: Synthesis of depsipeptide gnalogs of ophthalmic
acid and glutathione. Izv AN SSSR Ser Khim mno. 4:685-692

Ap 164 (MIRA 17:5)

1. Institut khimii prirocny ch soyedineniy AN SSSR.

APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001548920017-4"



"APPROVED FOR RELEASE: 08/23/2000

CIA-RDP86-00513R001548920017-
34 ’»zv"ﬁa?;;v:a-‘:saa ;H&F?Z‘l%ﬂrﬁ—?ﬁ%m R G R

s

R N I B S R RIS T R ) et

RAVDEL?, G.A.; KRIT, N.A.; OLADKINA, V.Aus S@EUB.INA,,,L.A-s, _
*SHEMYAKIN, MoM.

eptides con—
No.31l: Synthesis of depsirpep
gzgsnigzpt?i;;ﬁizgf«;:am?no acid radicals. Im(rb'»[ ﬁ i%s.flli)Ser.
Khim, no.11:1987-1992 '65. :

1, Institut khimii prirodnykh soyedineniy AN SSSR.
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SHCHOF IV H,
SHCUUKINA, L. S.

"Investigation in the Group of Vitamin K. T. Smthesi.s_of Pgtaissium. 2-met’hyl-l:,
li-Napthoquinéne~3-Sulphonate. Botchvar, D. L., Shemidina, L, S. Bchernyshev, a. S,
Semenova, N. G. and Shemiakin, M, M. (p. 326)

s0: Journal of General Chemistry (Zhurnal Obshchei Khimii) 1943, Volume 13, no. h=5.
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GRIGOR'YEVA, V.A., [Hryhor'ieva, V.A.]; RADZIYEVSKIY, A.R, [Radzilevs'kyi, 0.R.];
SHCHUKINA, L.V.

On biochemical muscular changes in insufficient blood supply. Ukr,
biokhim, zhur, 36 no,2:258-266 '64. (MIRA 17:11)

1, Institute of Biochemistry of the Academy of Sciences of the Ukrain-
ian S8.S.R., Kiyev,
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FERDMAN, D.L.; GRIGOR'YEVA, V.A.; RADZIYEVSKIY, A.R.; SHCHUKINA, L.V.

Effect of adenosine triphosphate on the course of biochemical
processes in the muscles in circulatory disorders. Klin, khir,
no.2:29-33 '65. (MIRA 18:10)

1. Institut bickhimii AM UkrSSR (dir.- akademik A.V. Palladin)
i Institut zoologii AN UkrSSR (dir.- doktor biolog. nauk P.M.
Mezhuga).
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SHCHUKINA, M.; BABENKOVA, K.; SHARONOV, V.

Iet's align with the best., Okhr, truda i sots. strekh. 5 no.8:20-21
Ag 162, (MIRA 15:7)

1. Strakhovyye delegaty chasovogo zavoda, ge Orel.
(Orel--Clockmaking and watchmaking—Hygienic aspects)

APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001548920017-4"



"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86 00513R001548920017-4

nl@?:gnﬁiﬁé‘g.‘sﬁﬁ‘f_ By mﬁ‘.&i‘&’% 5

S Y R R DS R S A
i s :

Oetgher 1056, lescow

APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001548920017-4"



"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001548920017-4

SFH RS TURSESIE N SRRV ISR SRR ENOGPINEEE AN S AR S R N SR R I S A B P A TR ra e 1 A AR R R SR T G S
i e : A R _ — S _ d

it g e _

SHCHUKINA, MeAe .

Use of previously adopted geometrical knowledge by students of the
10th grade (on the subject "polyhedra"). Uch. zap. Ped. inst. Gerts.
183:335-355 '58. (MIRA 13:8)

(Polyhedra)
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ABUGOVA, Khaye Beniaminova; SHCHUKINA, Mariya Alekseyevna; PAZEL'SKIY,

S.V., red.; KOZLOVSKAYA, M.D,; toklm,reds —

{Collection of oral exercises in geometry for high school,

grades 8-10] Sbornik ustnykh uprazhnenii po geometrii dlia

8-10 klassov srednei shkoly; posobie dlia uchitelei srednei

shkoly. Mogkva, Gos.uchebno-pedagog.izd-vo M-va prosv. 4el)

RSFSR, 1960. 111 p. (MIRA 1l4:
(Mathem tics-~Problems, exercises, etc,)
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SHCHUKINA, M.I.

14 no.1:57-58

Pharmaceutical congress in Karlsbad. Med.prom. (MIRA 13:5)

Ja '60.

(PHARMACY--CONGRESSES)
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arsitubercular madicinal yreraratiors. Zhur. VEKAC 10 ro. 5
637-648 165 (MTRA 19:1)
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‘The lt.uunul-mllmnauddloul.a-dhul%?lp Jasine. A hoLue raaani e M 9
SHCHUKINA, /- Russ. Phys.-Ukem. Niw N {nm DU Ausnatios NIEARD
methylpyrasiné ] procecds very slowly with NeNily  tuly will shtung heativd w
solvents is an evolution of He ,and 8 amall quantity of 3 amana- 2y Py

N

N N N N
Me  Me o fe M Me
Ma ) . " ML S oM ol
N N
N

\J
N N
()

N N N
{e e o CsH fe
M CH —> HOy M 0—COstl
N N N N

o
pyrasins (1) isolated

When the sutvent is
{ Jower temps.

-
.
.
..
b

Must of the 1 is recoversd unchanged.
'omilud. higher mol- products ar¢ obtained, the reaction takes place »

Fod no Hiis evolved. Under these conditions wert jsolated from the reaction mist.
soine unchanged L & small quantity of d-'mthylps'pcm:iu (I, and 2 cryst. bases of the
irical compn. (IV), m. o8*, and (V), m- 135°. The structures Were detd. by
with KMnOe Inthe furmation of the hamologous bipyrazyls. polymeriuuon

w temm:thylbipymxyl occurs first, as is shown by the blue culor of the salts formed by
adding ach s in the case of the analogous biquinolyls the colot is destgoyrd by st
“The formation of V has no analogy in the pyridine and quinoline serics. proba-
wding to the followind merhrniem invalving the tautormeric form ey

R AR
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Some of the Hie
the tautomer of 1 ot clse

yield and 1 was reco to the extent of ¥0%.
neciles, . $11°, b 1, sol. in 1,0, B

deriv., m. 1

er
in boiling EtOH.
107 °, casily
The ag. solt- is al
was

colurless

V gives 1o col utral

(dmmlpn.). and the AxNWDy compd. T 2317 (decomon.).
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11, recry’
* 11L0. KN, B
*. fanlexpt without sol
extn. of the reuction products (4 hrs. on h
giving 8 Jow-bailing fraction consisting

tion and crystu.

[tolll. The NaN 1, vither werves to prodduce
the formationt of intermediany addn. products to

the pyrszine nucleus. 1n solvents, & 2. X lene, sbove
'8!

5%, 1

8i° (decompn-)-

u m. 1457, (RO s 1t dissodves less

ot .
0, PhH and hgrin than 1V, i Tin CHCL.
i 1 1o litmus T heal)
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' Synthesis of cocaine from tgyouyunine. M. N .60
3 shehukina, R. A. Lapmna and N. A. Preobrashenski
I Bell. aced. ses. 1. RN, S.. Classe rci. math. nat., .\('IL -00®
T | chim. 1936, 9M7 LixHan German (U4, A new pooees 00
: dure for the prepn. ol u-miucnrculunvhr esters by the P13
23 action of casbovylic vsterson t pinune 1s xiven which runs P a® Y
R moothly at tbe m. p. of & Na oor K with good HIEPY
yiclds and which pestnits the: osthesi of cocaine from 3=
M hyowyamine _und et . troprines through tropae and 0@
tropinone.  Fropine is olmmined by simply huating hyosey - o0
amine with Hd). 3N . C. RO Addinait Nid
BELYLJ
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YRS Separation of racemic scopolamine into the optical anbti- l Y
a - /’7 podes. M. N.. Shchukina, 5. S. Okun, D. N. Yurygin O L
oe . and N. A. Preabrazhenskil. J. Gen. Chem. (UL 5. S. RO [ X ]
Y ; 10, 81G B(114t).—The proceduse for the sepn. of J-wo- 90
2 polamine (1) from the racemic mict. (ormed in the proveas i
e .- of com. extn. und reworking of 1 from the plant i b 1"ee

oo ' on the pptn. with d-camphoric acid, decompn. of the tn-
" d-camphorate of 1 with NaHCO, and extn. with CHClL.
ee the mother liquor, contg. chiely the d-isower, is e ;
oe °l: o, with NaHCO,, extdd. with CHCl, the residuc from :
'y the nolvent is treated in McOH with MeUNa am the .
(8 racetnate iy trented as ubove,  The operation can be e Jree
v peated until nearly all of the 1 i sopd. Cluss. Mane 3 ‘9@
X o
i
4
]
‘ -
3 R ?';
-y - H
E - '
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4(3)- (Hydnn(oylmﬂhyl:lmlduole ana its ayarolysis
M. N. Shchukina. J. Gen. Chem, (U, 5. 5. k.1 10, llllh
1201940). --Attempis to repeat the work of Wada (.

27. 3444 in getting histamine (1) from histdine (11 .shuw
that the reactions which he describes do not wvur.
and urca condense when herted for § hrs.in H, O to yive a
uramino acid which is converted during cvapn. of the win,,
acidificd with HCl, to 4(3)-(hwlantosimethsl amiduzoie-
HO(IIDY, m. 255°; picrate, ms. 2005, The feve base s an
oil. Hydrolysis of by Ba{OH)y for | 2 hes. gaves -1,
and for & hes. 110 HI gives no svaction when heatad
with HaX%),. Contrary to the claims of W, s not ob-
tainced 0 any of lhgx‘ reactions. H. M. Leicester

[
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C’ PRUCEIAEL akb sauPEAl Y bl
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The products of densation of a-formyl carborytic .
Y [/ a L34 agent vuly on buthbug.  Baling [ with water and (COM),
Ry the esters of -halo aclds. 1L &gum 4 erided EICHO which formed an aldol during the synthesis /7
ny i esters. M. N. phghu}ms and N. A, Preo-  of the smicarbazone, yicling the aldol sens .
'(‘;\-b:m'-“k: - (,-’~4""' Chew U8, 8. R.) 10, 1363-8  The aq ~iln. after wpon. of 1 containet HOCH,COM,
! ‘-“‘ S A .“.\0, KRR KtO.UCHMeCHO (14 g.) ilentined as its hydrazide, m. w2*. ‘The mpon. with
. :-t:;“-'«n :h::: .l;: 24 ’xl-m-l\l:iu‘\'i l-’;' Ir.-'-‘u!:l. :ll(l,cll.?:wc N“mlif:ed amld -h".‘-w:;;- y]i_tt:-k\l N-o.c&u&(om:.
H * it « o g 3 . wlent as its Ba salt. c condensat
- Ali}er ‘;I“‘;\!“Clln a nlg:xl:lh for 5 hrs. and distg. off the  manncer) f)l IYEIO.CCHHIC.H(CQBI)CHO (42.5 g.) with
PATERAeSI R B I G RS
. . 1t . . 2.5 g.), 3¢, oy N
%: ';'(:3:] lr::i relm_{\'rrd in lhgl‘umal way. 1 by H47-9% by decoloriznd Br owater, produced & nirmoc with Tollen's
H .00 d.l-" ‘“ 8, wif 14624, MRy 54.34, »p. caaltation veugent upon’ prohwged tnuling. 11 hydrolysed by a2
s w2, Freshly distd. 1 decolorized Br water but did not  lualing with dil. U yielded the hemialdehyde of cthiyl- 1
! color fuchsin-S0y and provuced & mirror with Tollen’s re- aiceinic acid and a-hydrosybutyrie achd, m. 46°. The §
wpon. of II in NaOEL and ule.-water yielded 8 tribasic «
acid which split_off €O, upon acidifying and [ormed H
"().CCHEICH,CHUCHHKC().H, m. 148-50°. The di- v
hasic acid distd. s nuue partially formed Q.CO.CHEt.- : c
-— 2
CH..CHOCHE!CO:H. b. MM-7°. The sapon. of EtOr- F
i o
CCH.C(CO,E!)’C“UC"H(COnEl with NaOBt in ak.- -
water yickded HO,CCH,/CH -CHOCHE{COH, bre 195-7°.
A vacuum distn. of this acid yiclded 0.CO.CH,.CH:,.CHO-
: rh b
-. CHEtCOH. Trestment of EtOCCHE(C(COEY):- -
5 CHOCH,CO4E1 with (COHN yicided an acid, CoHuOy,
2 m. 102-3°, the titration of which dinclosed that the scid
4 had the formula Cietlydhe, HO,CCHEWCH: CHOCHCON-
[ Cll(OCthU'“\CH.C“HKCO.". A. A. Podgomy
:;” s3e.30L4  AETALLURGICAL LITERATMME CLAMIPICATION B T e ame
1? Saom simadive o< - I e vagw wowine
4083 *J Y3080 Wit Ouv Gat 1123100 w3113) Gl Quv 181
- ¥ L] L) ¥ ] R ] LAL] k| YiZk
N mAwa mom it xMoa tu"‘*""‘""""’
.ooo.l0000000000.000000000
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3 1ne uuoa u c.hhddn on dlnhylhydmyhmhu
oo ‘y; A. Ya. lin . Shchukina, and E. D. Sazvaova
el 7. Gen. vy (cssn) ", m—w(xm)(su;m sum-

P ,‘ aary).—When Et;NOH (I}, KOH and BzCl are stirred
H and conled for 2 hrs. they give the normal product 1t,NO-
...ﬂ e, an ofl, purificd us the 1,50, salt, m. 133-1°. Hy.
00 s/t \lrodysis with HCI regencrates the :!u!in( compds.  With
i strunger acids, members of a new class, the amide oxides, R
ot are formed. 1, PRSO,CH and KOH must be stirred well g
[ 1) : aid hx-couvled durin‘ the reaction, since if local beating ;
N vceurs, viokent decompa. and even explosion may result.

0. When the reaction m to completion, the product is :
o0 3 EGN{: 0)5();?‘! (), = hen warmed and :
-

3

2

decomps. ln /0 to give Acl'l El\'H.. and PhSOH. In
s EtOH it xm MeCH(OB()l It ctn bt from
\le,COu.n hen decomps. 52°. Sata. of nCOsoIn
with SO in " presence (:‘a: w‘.hll]th.m. ol;;‘.:)mlgwc\
llc(.ll(\iIEl OSU, . . W ndl'y yres
to AcH NH,. and 10,50, 1, CCLCOVH and KOH
form tlu.- vvry unstable Hi;,N(.O) DCCh.l; non-tysty

oil whose resctions are analogous to !ho-:{dm Leicester

o U Luon Jor cc;nm_@ﬁ%mE 4 St il
g {:“’”“"p

IIYALI.URGIAI. L"!ll"‘! (tl“l'l(lﬂol

(2 2 7 X,
e PO i
eI aeit R

31137 Gt Gy
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| f[ Preparation and properties of 2-bromovinyl alkyl ethers.

i i A. E. Favorkil and M. N._Shchukitm (Acad. Sci. U.S.S. 45 5. of this, 0.5 5. Et;NPh, and 90 g. vascline oil for 3

iR, Mowow). J. Gen. Chem. (USSR 18, 385-83 hrs. on a steam buth gave 13 5. BrCH:CHOBs, by 74°,

o (1945)( English summary); «f. C.A. 38, 33, —Vinyl Et Al 1.4657, di® 1200 Tes-Pr vinyl ether (21 £.) in 100
i1 ether (30 g.} in 21 cc. CHCly wus treated with 73 g. Br ce. CHCI, wa~ brominatedt with 40 g. Br with very goud
© at from —10°to —15° t0 yield 95 g. 1,2 dibromoethaxyeth- . coding which, however, coulid not prevent ) temp. rise to

ane (1), bes bye71%, 1135g.)in Nce. MeOH wasadded ‘307 in the initinl ~tage; the retetion was completed at 107
slawly to 15.8 k. KO in B e, McOH, heated to reflux for in the course of 3 hre., smce the Br addn. was very law,
5 min., snd pourad inte ice water to give 70 bromoacet- Jdistn. gave aq. HBr, various org. by -prextucts, and 12 x.

aldehyde di-Me ocetal, b. 148 -50°. Treatment with , Rey CHCHBrOCH Mea, by 118, by 122-3°, 113% 1.U3NT, "
pawd. KOH in Et,U suspension led to cunplex products ' 15332 uonly a small amt. of 1.2-dibromorthyl iso-F'r
which appeuar to contain bromoacetal, 1 (75 g.), 50 K. ether, by T7-9°, d8° 16424, a% 14 was obtained.
EuNPh, and 150 oo, vawline vil were heated on @ stein Repetition of the expt. with 80 g. of the vinyl ether guve
bath fur 1 hr, to yield 029 HrCH: CHOEL, by 35-45°, 42 . of the di-Br cther. Dehydrohalogenation, as above,
b 1A7-40°, 2% 14337, nY 1ATIA. The ether s subject gave 2 bromovinyl stopropyl ether, by 52°. G. M. K.

o partial decompn . on standing, yiekling smallamts. ol Kt-

O and bromoacetal; it is stable to water and dil. alkalies,

but is rapidly hydrolyzed by acids. It is resdily poly-

merized to a clear ghlss on addn. of a crystal of SnCly,

while addn. of FeCls causes ins ymerization

to & brown crumbly mass. Distn. of the ether from fused

KOH gave etk ynyl Et ether, b, 48°,d3° 0.8001, nYyy 1.3796.

RBromination, as above, of 25.8 g. vinyl Pr ether gave 54

g. 1-11.2-ditromocthory)propaxe, by S6-7°, df 1.6130,

ny 14975 17 k. ot this, 10g. Kt;NPh, and 8 cc. vaseline

il were hented on @ steam bath for 2-3 hrs. to yicld 5 g.

BeCH: CHOPr, b 5% 68°, b 1534 (slight decusnpn.},

wl® 14600, d7° 14180, Vinyl Bu ether (M g.) was

treated at 10-15° with Br in 1% ce. CHCly, with only itg.

1ir being tiad before decolorization ceased; the reaction

aned about I8 g. 1 11,2 dihromo- 3

d1°'1.5524; heating e L

COmmOn I LtminTy

$318VIiavA wOmn)D

L Ll

~ota -

gave various by -preeducts
ehory)dutane, by 13", »p 1.4067,
Tiomt $IviRdivm - T - -
V4naso 4 ] T8 1080 wiv Onv Ol ':""‘:‘:“;'& —

- v i%%
0o # %W 17 W u 2400 D0¢8eyY

wall®ials
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VY amo inn owoes
__POCHAIEY aND PROPEATIEY mess

Preparation and properties of alkoxyacetylenes. A. B.unrenctive cven an refluting with dry EtONa, In &
Favorskal und M. N Shehubing (Acad. Sci. U S8R, simlar manner, I8%% propovyncelvlene was obtained from
Moscow). J. Gen. Chem. (USSIRIT1S, 30440001945) BeCH:CHOPr; it b 75%, o} 130, af® 0.50N0; Ag
(English «ummary). —~A no. of alkoxyacetylenes were sgli, darkens very mpidly; (w sult, light-yellow powder.
prepd. and were shown to he trandormed into scctates Treatment of the ether with dil. HCLHeads to rapid forma-
under the influence of acids. It was shown that these tion of PrOAc; usc of PrOH-HCL, hawever, followed by
acetvlenic cthers add BCH to vield: 1-chloravinyl alkylrefluxing, led to & mixt. that retained the strong odor of
ethers, which readily undergo adin. raactions, ut which the acetylene ether, which was made to disappear only
have o rathier fitmiy bound Clatom which resists substitu- after addn. of umu‘ H SO, (this was (e in vase of de.
tion  BeCHECHOED (20 g) was placest in & sk fivient wmts of RO PO i the latter were present in
equippedt with a dephlegmatur, the upper portion of which suflicient amts., substantially quant. formation of IvCl
was filled with powd. K;COy; 8g. powd. KOH was added and PrOAc was observed).  Treatment of the cther with
rapidly to the halo ether and the mixt. shaken and, aftés Et,0-HC! gave readily the f-chlorovinyl Pr ether, b. 112-
the vigorous reaction ceased, the product was slowhy 147, di® 0.9825, n% 1.4230. Similarly to the above,
dintdd.  There was obtsined 705 ethoxyaceiylene (1), b dutoxyacetylens was readily prepd. from BrCH:CHORu;

e, wif 13708, d2* 1LR01; Ag salt, white amorphous it b, (02 4°, ¥ 14010, d3® 08184 it readily forus Bu()-;

its Cu salt is a bright

wolul, exphmive! & salt, bright vellow. Shaking the Ac on shaking with acidificd water
G M. Kosolapof!

ether with aciditied water (HCI, AcOH or H:S0,) Ieads tc yellow pawder.
a vigorous reaction, with disappearance of the characteris-
tic odor of the material and appearance of EtOAc odor;
use of ale. HC1 leads to formation of EtOAc and EtCl
[(R.4 .} in 3 ev. etry Rt0 was treated with the theoreti-
cat amt. of HCLin dry Et,O with couling to yicld 5.4 -
1-cMuoeovinyl Et ether, b, RR-00°, alt 14208, d3® 1L.O037;
this reacts explosively with water to yield EtOAc; it is

AVa .31l a4 afTALLURGICAL LITERATULRL CLALIPICATION

(SRS

4

RNGN L II3vINVA NOmw

i‘lu.&u $Ivigliva . e e »_,_':‘“'-‘—-—"""'“-'—.*—"' I
thow ) TI0N SO INY
L [ SalUsY i Cuv Cal IV a2L21Y Ont Qv 1S4
o Y Ty T iYW T VI a1 s w 0w "
™ M M MR K TD I KMON Ik TIw .
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Arccoline v oride genarecohmer  \f N\ Shetiking, "1 n g e areodine sulfamate iy needr.
AVaL Rerh, and 1. D Nizoovy 1y)) Ution Chemy. 118 s dubiculigy o eald ey JLET] Y KT hvdraty .,
Phare, Rencarch tna , Ao s VA Appived Chom. AL LTI YRN Arevedene gy, Lmogn (h_um M-
USSR g e Al e (3 g ) e VOV P tths prepn . ntained g,
venverted i thy fr, Bise by Hreatiment witly waq., K50, wohne wiy, . it Conalate o ppe sdicatione
with Goming )y, Eeoyone. of ghe T, atter drying, . 1o of the ore to the free
Woas ubod Sy with vouling to g O aaln, of  bBase, the suifamic ester b being an mfcrmnhf"c.

Be.03, CORLE LS Gt of aetive O at -3 The sixt. ML Konolanoff
Was then treaged with 16 mene acrd and allowed 1
Sanl for 2 el e FE 6 e rpdinme Neovufe prraie,
m.lis? wruder, 12030 tfrenn oongy, he picrace g
Wy stirred wpp cooltng wih s [N - HOC o
T oheo atter whn hothe uerne aciel wge tilterend ol the
altrate oy with  Et0), the aq. saly. evapd,
B otnomo at 300 Ty roselue was dred g 502 " racue .
and after exen. wirn WVYerl portiong of CHCL, was
VA dned g g g, vicht ¢ ¢ 2PA e .\'~ﬂn}l!-ll('l.
R feom abe i M Freatmeny of this with 250
K,Cu,owiely Sl gave the ceep bive as a vellowish oif
trom the Cryy, N WDl g <l g CHCL,, difficuitly
ol K400 1y atucat ol the HCY i with SO in wager

Is '\’n.-\c

twry

‘C‘Z‘-.eu Lt

$YA noan)y

N\
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Dichlorodiphenyltrichloroethane. M. N. Shchukina,
A. Ya. Beling, and K. D. Sazonova. U.S.SReYIM
May d1, 1548, The reaction involves the condensation
of PhCl with CCLCHO in the presence of fuming H,S0,.
For the purposes of this reaction the CCLCHO is not
wint. from the reaction mist. obtained in the chlorina-
tit of KUOH.  When the reaction mixt. attaine s sp. gre
of 1.530 at 30°, it {s used direetly for condensation with
PHOL i the presence of fumlng o concid. HSO,, aud the
condensation product fs sepd. in the usual manner,

M. Hoseh
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Dissertation: "lnvestigations in the rield of Aliphatic Alpha-Chlorine
snd Alphe-oromine Aldehydes." 1Inst of Organic ‘“hemlstry, #cad Scl USSR,
13 et 47,
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structure and properties of
A bromovinyl ethers, and alkoxyncetylenes. M
Shehukina Zbur. b hes Ahome (] Geno Chem
18, 1At 10In .. The properties of a,8-libromoalkyl
cthers are best expl nned by superposition of covalent
und heteropolar states  RCHBrCHBrOEL o— (RCH s
CHOL o= RCHBCH Okt *Be *. The reactivity of 4-
hales ethers and sanv! alkyl ethers is conditioned by the
cesvtiance i the othovycarhe mum struciure,  The re.
~etivity of athoxy. vienrs and alkoxycthylenes s cx-
platned by thar activation by proton adidn. to the neg. end
of the polar chane The a,d dibromoatkyl Et cthers
were prepud. by Sheentaker and Boord technique (C. 1.
28, 2osdi. bso-BuCHO (26 g0 and 14 g BtoH sl
with cooling, with 13 g, HCL amd the product (33 5.0
treated with 361 . Be at 0°, gave 59 g. 1,2-dibremo-
woumyl Et ether, by 92-3°, 1% 15178, ny} 15012, tas
(14 g.) and 10 ml. McOH treuted with 6 g. KOH in 2umi.
MeOH and refluxed 0.5 hr. gave 70 a-bromossuraler-
aidehsde Me Fi ocetal, by 76°, d3* 1.2250, ny 14040,
Ihe procedure gave T0-8¢¢ yields of other acetals which
are described i the hterature:  di-Me or di-Et acetals
of BrCH,CHO, MeCHBrCH(OEL),, and EtCHBrCH-
(0L, MeCHBCHBIOED (79 g.), 33 g, ENPh, and
120 z. vaschne were heated 3 birs. to 100°, cooledd, dild.

w.i-dibromoalky! ethers.
N

ing with 27 HixC
alkalt tesults ut raped deposition o netathe B tread
ment with a bl HUD soln of b0 NLUML SN,
b danilr plun’\l'n_\«. e,

1 g, FOCH e B -
e, and 1o g0 FENTR gave 3
-ethovy 2-boomn-L-bulene, by 647,
0, ayp Lo, wlich with i, N, CHONHNHY
x-ethoxybutyraldehwle 2.4 dinetropheny dyiraone,
m. 8. Swularly, E OGUHBrCHBrCHMey goves Ve
CHOHr :CHOERL, by 67-T0°, 0 LA, L AT,
as 4 hv-product, some a-bromoysirileralifehyde, thy 25
wirs also obtained; the former compud, gives the o ehavxv-
1eenneraldehwde 2 ¢-dingtraphenyiawdrazone, m. e
dfrom OB, EtOCH ClirMe i }oand 60 g powad
KoM heated to 1207 gave 6177 L-ethney-Zomeilinla €os ene.
b, M=%, 410 08276, nl) 1ilan, which on shadmg ach
G}, acids evolves much heat and forms ECO KL o
ClH-CHeEt G0 g heated wath s g, powd. KO Lt
Tl 20 gave -ethoxy-Tethyluetviene 6g.) an2eveles
b Blo-12°, diY 0.X40L, ) Lo, which with dry TiC1

gives a-ethoxypropionalichyie 1,
. 196 {from EtOH) . Deating
CHMe, 150 g. vawh
.ot

t2-5° 69,

o kO vicdds ErCloand Proenbt. Hestmg 193
EtOCH: CBrCHMe; with 32 g KOl gave 3% 5.0
i, ! 3% by, TN,

2-isoprapyidietviene,

eihox)
d42, et L2, whieh on <hokmng

with aculitied

§owath Ll arwen of Cbaona, weldn of /o

S18viare nOam™

110w

1o
= ! ars. H A : 10 0.8
I by Ltf), and tltered, giving 57 MeCBr: CHOEL by e ' T SRR
; 4 A e . f fater RIVE BTG AN o ML Rosolapoll
:55 453-7°, d2° 1519,y Lo it decolorizes Br water, water gives po-luc o
¢:3 s NHG-Ag MO ating, amd gIves g . ak- . N
_"Ei'i reduces NHy-AgNO, on heating, and gives a ppt. on shak “U‘-an‘:« SU oL Cl . e ) M
e —— - o s o oA Concde
gl A38-3L4  BETALLURGICAL LITERATURE CLASIFICATION T S s .
XIQW SIVIgdlvs — o T T T — [ 3 smalbd J
$40003 °4 Se3qun H1? Omy OW X3Qm: BOMine “'
LIt 0] ¥Ti137 Gt WY 1Tt

( X ]
o6 ¥
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USSR/Chemistry - Synthesis . Sep LG
Chemistry - Hydrolytic Reaction .
"Synthetic Reactions by Means of Ethoxyacetylenemag-

nesiim Bramide," M. N. Shchukina, I. A. Rubtsov, All-
Usfen Chem Phar Sci Res Inst 'imeni S. Ordzhonikidze,
Moscov Inst Fine Chem Tech imeni M. V. Lomonosov, 8 pp

"Zhyr Obshoh Khimii" Vol XVIII, No 9. Pt A=l

Condensation of ethoxyethynylmagnesium bromide with
acetone, acetophencne and 3-buten-2-0H gave .«ww cor-
responding tertiary alkoxyethynyloarbinols. The
latter yield esters of S-oxyacids oroc, S-unsaturated
acids when treated with dilute acids. Hydrogenation
tirst gives AS-ethoxyvinyloarbinols () and .later

- . uO\erw _

USSR/Chemistry - Synthesis (Contd) " 'Sep 48

saturated S-ethoxyalcohols. Hydrolysis of (I)
gives A—oxyaldehydes or o , A-unsaturated
aldehydes. Sutmitted 19 May L7

i s i e
A e
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Chlorinafion and bromination of acetaldehydeandlower .. ., ... . .. :

. bomologs M. N Shchukina Zhur  Obshehel Khim. : -
LA tJ. twen Chem © 18, IBRE 62 1IN, Chiorination of 4,/,_‘
o0 * AcH at 16 I8 proevesds through . substance conyrre)

» of 2 moles CICHUHO, 1 male AcH, amd | mole HUL bearene} H the chloguntion 1 continaed €2 key owath
oo . whch on distn. disse, aml ves 607 CICH,CH). kradual heatmg o 0 NI, there iy obtaned g pretudt,
'Y B Prolonged chiormation of AcH at 7U-507 gives mainly which op distn. gives 573, CLUHUCHO, booxs

N CLCHCHO, while at N w)° chloral forms mainly, with vielding, with 2,3-{(:N (L NHN: the correspanding -
eo s sane MeCHUCICCLUCHO,  Brommation of AcH and givoxal deriv., m. B15c om stamhng, CRHCCHO g
'Y J : L+ homologs pres cards at a lower temp than the chlorination a solid pelymer which dieeen tates o distn Sinpbar clido-

I aud gives 1,20 Hr alis s pranary products, fusthet rination carnied further 8 hesoat RV SN T 2ORNY B L L L
(1 action 1s stow and roquites higlir temp  The mechanist amdd 8 hes. at 07 Clabsorption “ups) gave Bg sude
'Y ) r -+ of chlorination and brommnation must be regarded as product yielding on distn. 1 chlergd, followed by 0 36

o1 Cmisting of praton addn to give an intermediate which X trachlorobutyraldehyde, m 787 b about 150°,, addn of
A4 R bas o bydeovviashemun structure in one of the viuil. Fe chloride Jdromn 3 & Fe amd HCH gived 2 wiiewhat
[ X 2 states,  the prosence of the meomplete clection oetet Juwer yicld of chioral.  Hromination was condieteld as

K) caplaty the vase of lalogenation aind the polynienization described eardicr (Stepanos, o al. G421, 73t and w—
oo tendency; the dulicalty of continued reaction is explained facalitated by dlumnnation; the ssduction presod e 23
ee ° by devrrased wt. of the carbenium structure after mtroduc- min. and the addn. of Bromust be halted until the wead

- tom of 1 Br atom. Passage of dey CLinto 44 g. AcH action subsides.  When 1 mol. Br i addet at 57, the addn.
oo Jeads 10 a temp rise despite covliug and is best done at stops and addn of ales. to this primary product gives a- f
i hie nniuser the di-EU acetals of He

16- 182, as an imtally preset - 57 temp. leads to violent bromoacetals; mt
HCT evolution starts after 21 CH;CHO, McUCHBrCHO, FICHBrCHO, and MelH-

action delaved 2 10 nun !
When a i mols. Actl:2 mols. <l CHBErCHO were obtained in B -T8¢ wielda cno datay

x. Clis taken up

ratio is reachad, Ctis uo longer shsorbed; 13-14 g HCI Addn. of a 2nd Br requires 6-7 brs. at 03540°; passage
3 1 revovered and the product, 78 84, is & fuming color- of dry N or COn is used to remnove the HBr prior to isola-~

foss hguid, whow Lialvsis eontiems  the abave-given tion of the products; treatment with POy and disti. gave

1 compler.  Distn pives 135 HCL 8 5. Act, 47 g CICH,- 565 ny,(}/cuu, b, 147 407, A% MeCHrClHO, hn

4 CHO, b. B 6 (2, b-dimstraphenylhydrazonc, W 158 v°), 128-30° (with scimcarbazid HCt this gives methyl-

. and 10 g. resulue of 75 rlorapuraldehyde, m. X3 4% On glyoxal discmicarbazone, m -3, and with HC(OEtj,

e, dit 1.5513, sy 14783,

709 MeChriCH(OE:, bt

‘T standing 23 hrs. the comploy seps. into 2 layars: upper,
A THOY:  andd bottom, CICHCHOHE0, b, KS V37 ba and B1C, EXCBrCHO, be 85° tdi-F2 acetal, di 1545,
93 5. Addn of 41k of the complex to 5) g. thivuren nit 1.4875), from the correspuniding aldehydes. C
in water, followed by 28 g NaHCO; and heating 2 hrs. G. M. Koolapoff .' o n

W Fr 1N M), Z2aminothiazole, m. vt (from o
I A T,
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Anilides
"the Condsnsation of Acylanilidss With Chloral "
A, Ya. Beriin, M. N. Shehulkrina. Ya, D. Sazonova,

All-Unicn Sci Res Chemicophar Inst imeni S, Ord-
zhonikidze, 6 pp

"Zhur Obshch Ehim” Yol XIX, Ko b - P"’ﬁ‘l‘“"/

Stndy of subject reaction in the presence of

Hp8Q), established that acetanilide ani phthalanil
enter into tis reaction, while succinanil, in the
observed experiments, 1id wot. Gives products

of the reaction of acetaniiide ani the phthalanil

with tke chloral,
- 65/4gm22
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Hydroxy- and methoxyamino-sobstituted 2.2-diphenyl-
I.L.1-trichloroethage. M. N, Shchukina and E. D).

Sazonova (All-Union Research Inst. Pharm Chem.,
Mincowd. . Gen. Chem. U.S5.5.R. 19, No. 11, adth-70
(MM (Engl. translation) . ~See C.4. 44, 3052,

E.].C.
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' Hydroxy and methovyaminoe substituted derivalives of
2,2-diphenyl-1,1,1 trichloroethane \Y N Sk huakg
andd 1D Soromova c A Uion Chewr Phiann Research
tnst , Mosowt  Zhur OMA B A hrom (I Gen Chem ).

O U2l (X IR TTY T P-ACNHCHOMe (10 6 KV stiered ot

SOowith Th ol 1ee ] HSO, g CLUCTHO, they
A4S hr ot roon trmp, ave BEog 120 Yed (e V).
CALLCHCCL D, 10, 2268 7 from | O, cantg. FrOd
of ceystn ; barilisig with il HCL 6 b gave the free
smsmo deess e TV T vt e alove 200 (e,
PO o0 NHCUHL OM ®ave B Yeoy LN
[RRZ 28 N T et 1 P e OO et s o
LTI 1 K o T oo Gl e sanab
S e WNTICHLOIE o to x le vty vy
G CHO Gl m a2 o 6 gy g, ITICT
L I TP S T I TR TR A Phe forammier g ane
LI LN TP VO SYRIN K wive Miepmo thygy g3 LR (RTNTT
N G Chattaway, L E IR R3] Holtng 2 g
L2 hes with 0 md AcON and ) K- U200 LSO, gave 1ty
poorly sl da-dCl salt of the ds-Fe» analog, m. 242°; free
amine, m. 175° (from C,H,Y, is poorly stable. A reaction
analogous to the prepn. of 1 with 7 5 R. m-AcNHCH, O

Trave 4 g, H,;‘-IIH(‘I(.\'III('nllnh(‘”('('l.. . ISBY (froen
Coly-EtOHY, which conld ot be deacetvloted withoge
dlecompn ., bt treatment with 190N, amd Mel i Erot)
kave the Ji-Meo) amalog, m. 120" trom dif. Bootg
Anmalogonstv, mMeOCH,NHA¢ gave S L NH i Metd) .
CHLCHOINCCl, m 170 vrom Feolby s hivdralvas with
P00 HCT gave the J0Twaltof the teccamnn, (3 M K
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Synthesis and structure of some colchicine derivatives
M. N. Shchukina, G. M. Borodina, and Yu. N. shefnker
(8. Ordzhonikidze All-Union Chem Pharm. Inst., Mascow }
Zhur, Obshchel Khim. ([ Cen. Chem.} 21, 7419531 .
of. Santavy, C..f. 42, 3801a.—Heatiug 1 g. colchirine (1.
anef L5 ml. 5 ale. NH, 4 hrs. to 100° gave .84 g. crvstala,
wentified as aminocolchiceine, m. 260-2°, lalp —144.41°
(CHCL)Y, giving in aq. soln. pH 7.5; the prexluct contains
0.5 mole EtOH of crvetn.  Letting I stand with EtO§H-
MeNHy 3 days at room tetnp. in a scalel tube gave the
methylamino analog, m. 172-8°%, while heating I with Et,NH
250 hres, at H0® gave the diethyleming ama, +, m. 208.4°,
la} 521.62° (CHCL).  PhCH,NIL, (8 hrs. at 100° iy O]
soln.) gave the benzylamino analog, m. 1904°, [o] 121 [5°
(CHCL). In all cases the amino group replices the Mel)
xroup in the C ring. Treatment of the amino deriv. with
Et04CCl in dioxane in the presence of dey K,CO, (S hrs at
Xi%) gave the carbethoxyamino analog, m. 112-20°, fer}
~127.00° (CHCL). Heating L. D withD.1 2. Nain 5.
abs. EtOH 4 hrs. at 100° 0 seuled tube, followesd by teveat -
ment of the evapn, residue with Mol (3 by, at 100°) gave
0.5 g Me colchicinate, m. 258-5° (fen EvOH, fes}
—132.71°, showing the aromatization of the C ring.  Heat-
ing I with MeONa-MeOH 4 hrs. ut 100° and acidification
gave colchicimic acid, m. 257-8°. A similar reaction,
followed by treatment of the product with Etl at 100°,
gave % El colchicinale (purified by chromuatography on
Al in CHCl-Et,0, clution by EtOHj), m. 2i7°, for}
~133.7° (CHCY,), shows an absorption max. near 290 A,
while the amino deriv. shows max. at 4030, 3600, and 240
A. and methylamino deriv. gives max. at similar positions
(lust mux. near 2500 A.). G. M. Kosulapoff
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chicine derivatives.
Synthesis and structure of ‘?::T, f:{d Yu. N Shewker.

ML Bor

¥ (V \h(":‘:l::mrl’ S'\‘ R.21, N l:hl\h‘ﬂ\'l-’n:{l. {mn:l.x-
e RIS . "y N
;’mu )' v (.1 48, 0
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SHCHUKINA, M. N,

USSR/Chemistry - Antitubercular Drugs Jan 52

"Synthesis of Certain Aminoguanidine Derivatives,"
M. N. Shctukina, Ye. Ye. Mikhlina, All-Uniom Sci
Res Chem-Phar Inst imeni S. Ordzhonokidze

"Zhur Obshch Khim" Vol XXII, No 1, pp 132-135

Prepd a number of substituted benzalguanyls and
their N*-alkyl derivs. Found from tests at Div of
Chem Therapy, All-Union Sci Resg Chem-Phar Inst that
these compds possess tuberculostatic activity but

are toxic.
207T25
1
L
—_ G
S Ry SRR § e
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MAYMIRD, V.I.: SHQHUE{NA, M.N.; ZHUKOVA, T.F.

Microsynthesis of labelled S35-methionine.
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USSR/Chemistry - Pharmaceuticals Sep 52

“The Synthesis of Some p-Alkylsulfonylbenzalde-
hydes,'" M. N. Shchukina, T. P. Sycheva, All-Jnion
Sci Res Chem-Phur Inst imeni S. Ordzhonikidze,
Moscow

"Zhur Obshch Khim" Vol 22, No 9, pp i663-1667

A method of prepg p-glkylsulfonylbenzaldehydes was

developed which consists of the oxidation of alkyl-
p~tolylsulfones with chromic arhydride in the pres-
ence, of glacial acetic acid, acetic anhydride, and

concentrated sulfuric =uid. A number of

P-alkylsulfonylbenzaldehydes and their derivs
were obtained.
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Chemical Abst.
Vol. 48 'No.8
Apr. 25, 1954
Organio Chemistry
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SHCHUKINA, M.¥., GORTINSKAYA, T.V, -
Aromatic disulfide A
acid and its trans?oizgtfgzcapt;ns' I, 2-Hercapto.h-n§&robenzoic
(CA 47 n0.13:6366 '53) i Hhnr. Obshohoy Knta. 22518€MI-RA5-61 5'5?)
:11

1. S, Ordzhonikidge All-Union Chem, Pharm, Inst,, Moscow
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SHCHUXINA, M, M., 3YCHEVA, T. P.

U3SR (600)
Phenylalanine
Synthesis of some analogs of phenylalanine. Zhur. ob. khim., 22, No. 10, 1952

P w14

Monthly List of Russian Accessions, Library of Congress, _February 1953, Unclassified.
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USSR/Chemistry - Synthetic Drugs . Nov 52

"Synthesis of Certain Derivatives of p-Aminosali-
cylic Acid," E. 8. Golombik and M. N, Shchukina,

All-Union Sci-Res Chem-Pharm Inst imeni S. Ordzhoni-
kidze

"Zhur Obshch Khim" Vol 22, No 11, pp 2014-2019

The purpose of this work was to find anti-tuber-
culosis drugs which, unlike p-aminosalicylic acid
are not eliminated too quickly from the organism.
The derivs of p-amminosalicylic acid gave promise
of being eliminated more slowly by the organism.

238133
TTT———

Therefore, a series of derivs of this acid was
synthesized: esters, N-carbalkoxy derivs, N-
&cyl-p-aminosalicylic acids, mﬂwmnﬁrnomddmdzox%-
w-ox%ﬁ&mswwwwa:umm and \mHm-A -carbethoxy-3~
oxyphenylamino)/-methane.
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USSR/Chemistry - Synthetic Drugs Nov 52

"Synthesis of Homologues of p-Aminosalicylic
Acid," M. N. Shchukina, Yu. V. Markova and A. M.
Pozharskaya, All-Union Sci-Res Chem-Pharm Inst
imeni S. Ordzhonikidze, Moscow

"Zhur Obsheh Khim" Vol 22, No 11, pp 2019-2021

Synthesized homologues of p-aminosalicyclic acid
in order to explain the effect of a side chain
on the anti-tubercular activity. Through a
series of intermediate products, prepared 2-hy-
droxy-4-amino-5-methylbenzoic acid from 2-amino-
Y-nitro-toluene, and 2-hydroxy-l-amino-6-methyl-
benzoic acid from 3-hydroxy-5-nitro-toluene.
230034
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Organic Chemistry
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USSR/Chemistry - Pharmaceuticals 11 Jun 52

Medicine - Tuberculosis, Chemotherapy

"Igonicotinoyl Hydrazones and Their Antituberculer
Activity," M. N. Shchukina, G. N. Pershin, 0.0. Make-
yeva, Ye. D. Sazonové, Ye. S. Nikitskaya, A. D. Yan-
ina, A, I. Yakovleva, All-Union Sci Res Chem-Pber
Inst imeni S. Ordzhonikidze

Dok Ak Nawk SSSR" Vol LXXXIV, No 5, pp 981 - 98l

Tsonicotinoyl hydrazide has an antitubercular action,
but its therapeutic index is low. A series of sub-

stituted isonicouinoyl hydrazide derivs were prepd

and their bacteriostatic action on tuberculosis
. 223T17

bacilli in vitro tested. It was shown that sub-
stituted isonicotinoyl hydrazones have a higher an-
tituverculer activity than wmﬁm-mspaommwunawwo acid
and streptomycin and. are better tolerated by exptl
animals than the hydrazide of isonicotinic acid. This
made it possible to select from them substances for
clipical study on tubercular humans. A substance,
called "Phtivacide" by the authors, was forwarded
for clinical study, which is progressing successfully.
Presented by Acad A. N. Nesmeyanov 9 Apr 52.
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SHCHUKINA, ¥. Ul and MAKEYEVA, C. O

"fThe Antituberculosis Activities of an Amino Derivetive and a Hydroxy
Derivative of Diphenyltrichlorethane," 7hurnal Mikrobiologii, Epideriologii i
Inmmnobig%gg}}, Mo 1, 1953.

VNIKhFI, All-Union Scientific Research Chemicopharmaceutical Institute imeni S.

Crdzhonikidze
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- = ; ., . Na
. 382-4(1953).—Addn, of 42 g. G;HuCHO and 60 g- BrCHr
CO:Et in 60 mi, CiH to 23.5 &. activated Zn dust under . :
. 95 ml. Et:0, followed by brief warming, started 8 vigorous i . S
) renctionwhichrequireduternnieoolingcvcnwhenthaaddn. e PR IR
extended over 1-3 hrs. The mixt. heated 1.5 hrs. fonger, - e
treated with 10% HiS and the org. layer sepd., washed -
arid distd. yiclded 48% C;HuCH(OH)CH,CO:ES (1), b
130-5°, dx 09384, nig 1,4305. 1(10.5 g.)and 24 g. Etlin
a0 wil. BtOH were treated with 18 g. dry AgO nnd the”
mixt. stirred ut refluz 0 hrs., Mtered und the fitrate distd.
yielding S 8. 1 undd 30%% Cn”u(:}f(OE‘)CH;CO:E‘. b 08°,
. the 0.8802, 43 LAZ0. Similurly were obtainud the folfowiug
L . . ulkocy analogs of It HuO, by 1H-G°, deg 08721, 133 1.4230;
. . Cdfi30, b 110-14°, i 08714, el 14285 -GHnU, i
< 1B5-T°, tw OBTIS, A% 1.4313. * Hydrolysis of the cor-.
“responding esters with 4095 RO 12 Tirs. ut room towmp.
gave the following free acids: CylluCll(OEl)CH,CU;II. M
150-5%; ut. 13~14%; Bul) unulog, by 119-31°, f.p. about 5% :
Gyl 1O analog, ye-113-10°, L.pe 0-2°. The yiclds of both
the nuids were rathar low. G. M. K.

the esters and
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T, .~ Sbornik Statcl Ohshehal Khim.,
NSNS 3SR T, 52733 1083).—T0 17.1 5. p-MeCy-
- HSOLC in 142 mi. AcOH and 143 ml. Ac,O wag added,

: ‘Byithaste O Naabstituted derivatives of_pgyifaniasl.
' and ks thlgsemicachazons

= with cooling to 0°, 31,5 g. concdl, TS0y, followed by 25 g.
. powd. CcO; at §-12%, and the mixt, stirred 0.6 hr., and

quetiched in {ce to yield 25.3

« solid product which was

03 §
: tx(d.v.ﬁt}:ico?d {CHyCl):leaving 3.4 g. p- CISO.CH, COH, .

HaSG

ccomt
\C.

.). The ext. an evapn. gave 50% p-

7 mgze)..(l)..,m. 111-13° (from Me.CO-petr.

- . ethet).- To 30 tal.. Me/CO, 15 ml. H:0, and 6 ml. 8593 .
NHOH was added with cooling 5 g. I tn MeCO at 5° after !

tvapit, of MeCO there was obtained 83.3%, p-F,NSO.CH.-

- CH(OAvk, m. 143-5° (from BtOH); refluxing this with ag.

ale, HiSOQ, 1 hr. gave 81.8% p-H, NSO,

CJI,CHO, m. 12

which wit thiosembcarbaakde in aq. EtOH gave the fhiow
semicarbazone, m. 237°, - Refluxing { with 1:16 HCI gave on
gvapn, and treatmenit with NaCl a ppt. of NaOSColl, CHO;
! thiosemicarbarmme, CHO.MS:, decomp. 230°, which, when
‘wiutralized with NaOH. rave the corresdanding No sat, o

APPROVED FOR RELEASE:

08/23/2000

" P-RSO:CH,CH: NNHC(3)NH,y, were mede from the corre-

e, Similarly I gave the following o RS CH, 015 ey |
Rgiven): LuN, 019, m. §6-7.5%; Pri, 96%, m. 80-2°%;
NI, 3%, m. (05-7%; GITaNH, 07%, m. 50-3°;

morfholino, 88%, m. 133-5% p-OiNCHNH, 185, m.

108-2° B AOCH NI, 03%, m. 126-8°; 2-pyridylamino,

47%, m. 181-3%; Fearboxyihydroxyphenylamine mono-

hydrate, . 164-6°. These were hiydenlyzed as above to

the p-RSO,CH.CHO (R iven): EuN, 95%, m. 77-9°%

BuNH, 97%, m. 58-A2°: af{m\’H, 1o yield given, m. 74~
1

8°; merpholine, 055, m. 142-4°; p-MOCGHNH, 90%,
m. 103-5° p-ONCH,NH, 89%, m. 133-6°; 2-pyridyl-
emino, 8307, 'm. 176-8" (decompn,); 3-bydroxy-i-carboxy-
phenylamino, 33%, m. 215-18°, The thiosemicarbazones,

sponding aldehyde (R given): Ei M, m. 206-8° (decornpn.);
PN, m. 195-6°; (HOCF v,
m. 160-70°; BuXNH, m. 207-8°; CHyNH, m. 185-8°;
marpholine, m, 220°; p-M0CH T NH, decomp. 212°; £
GNCHNH, decemp. 213-15°; 2-pyridylamino, m. 2i7°;
bearlory-1-hydroxyprenslamino, decomp. 233°. J
G. M. Kosala;.« il
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rev:, MLV Svgeslasat, el 3L N Y [
weh, o pdze all-Union Clict.-h-amreebrees it oss -
ST ik ST Y Tsshchal Khini., ki, Wank 5.5.S.R.
[, a6%- I 10G3).— Heating 77.5 £ {)-McC.'i.SO;NIi:, 45

. 4055 1HOH, 109 g, DPrir and 450 b BtOIT in an auto-

clave B Irs. at 100-§0°, then addu. of 25 ml. 0% NaOlt

and heating 3 hrs. longer, gave, after cvapn.. exto. witit

1y disun, of the ext. 72.5% p-MeCod[1SOLNPrs, bis

39; ) the reaction of RSO.CL with ProtiH in ale. KOH

ave 569 product. To 50 mi. V NaOH and 2.5 g. PryNH
was added with cooling 5 g. p-HO:CCaH.SO:Cl in MeCO, : -
the mixt. stirred [ hr., the solvent evapd., the residue dild.” e

with 11:0 and acidified to obtein 50% r«HO,CC‘H.SOxNPn,-

m. 196-7° (from EtOH). Similarly wa3 prepd. 80%

p-i10, CCH SO NEL, m. 102-4° (from EtOi), and g:

HO.CCt[SO;NBuy, m. 166-7°. Addn. of 7 g. p-HOx

CalS0:C) in M:CO to 10 g, (HOCH,CHy:NH in 50 ml.

HiO at (-6° yielded 4 g. HO:CC.H.SQ:N(CH;CH;OH):.

m. 217-20° (from S0% EtOH); similesly’ (In the presence of ol

ManH) was prepd. 95.5% p-HO:CCH SON| CHCH3hO, eyt

m. 2605-1° (irom AcOH), which, refluxed in EtOH in the I

preerce of dry HCH 13 hea,, gave the E¢ ester, m, 92-4°
(from dit. EtQH). G. M. Kayclapofl_| |
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Sbornik. States. Obshehel Rhine. 2, 1031-4{1003)—To o re-
fluxing soln, of 100 g. p-0:NC:H e in 100 ml. EtOH was
added in 1,5 hss. a hot soln. of 60 g. § in 825 ml, 125; NaOH, .
the mixt. stirred and heated 3 hrs. longer, cooled to 307, the
_upper layer scpd. anid treated witha hot sola. of 42'g. thio-
semicarbazide in 230 ml. H.0, hieated 15 min., cooled to 20°.
and neutrdlized with 40 mi. 80¢; AcOH,-yielding 89.3%
p-aminebenzalthi icarb (1), m. 197-8° (from 2%
HCl). This treated with AcO in Me,;CO 34 hrs. gave - .
92.1%, Ac deriv., m. 224-6°. To 14 g. CICH,CO:H in 1.5
g. NaHCO; and 30 ml. HyO was added 1.94 g. Iand the mixt,
refluxed -2.5 hrs.” and -cooled, . yielding 945% - p;glycyl- .
amingbenzalthiosemicarbazone, m. 210-1> {from 50% Ac- -
‘OH); this (3.88 g.) in 100 ml. EtOH was treated with 3.8 g.-
glucose in 25 ml. H.O and 6.15 g. 40% NaHSO; and refluxed
4 hrs.;” on cooling there is obtained a ppt. of 40% colorless -
plucose bisulfile dersv., CuHuN:OWS:No, m, 221° (from EtOH).
Heating 10.1 g. I with 15 g. formaldehyde NaHSO; complex - -.
» and 0.5 ml. 409, NaHSO; (solvent not specified) 1 ht. gave : = -
70.4% X formaldehyde bisulfite complex, GHuNO3S:No.H:0, .
‘decomp. 225° (from H;0).  Heating 3 g: I'with 2.2 g. Etr-
NCH,CH,Cl 3 hrs. at 80° gave 3.2 g. p-2-diethylaminaeihyl-
_aminobenzalthiosemicarlazone,  yellow,: m. ~186-7°- (from
.Hy0). Addn. of 1.I'g. (CHyCOXO to 1.04 g. I in Me,CO
gave a ppt. of 85% p-succinylamsnobenzalihi icerb , N
m. 189-200% (from EtOH). -1 with BzCl similarly gave i ¢
the p-bensamido deriv.; 83.9%, decomp. 267-8° (from Bt- .- .
OH). - Nicotinoyl chloride in CiHepyridine gave with p- -

DUL:’& R ‘

e

a

AR R RN
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HoNCILCHO, colortesy poniiy ‘lfﬂ.}'fnlI?l:’)‘l!h"“f.’fl)/r/e/,;;)‘::'l', n,
Vet=a (from ,0); !/:iﬂ:eu;imrlufsun.-. oy, g g
{Trom EtOlf. Hewting i, p,-‘nmiuumﬂcylig_ efd with 35 -
ml e 3 hrs, BLve 8%, .‘,'-acé!u.v_v—I—acdmuide_:bri::.aic acid,
a1, 18g-nne (I’rcjpn"i:'lOH).‘ This (3 .} heatad Jhirs, at 402
with & g,.S0C}, evapd, in ‘rqcuo, and the residuyal acy]
‘chloride treated with 1.5 g, PHNGILCHO i) CqHy and 2
ml. pyridine, auqd refluxed 3 hrs, gave 0.5 g, 4-(2-1:3&iraxy‘-4-
acela;nidubw::oyl)aminaém:clde"x;x-l:,‘ M. 204415%  (from .
H.0); thiosemicarbacone, decomp, 235-6 (from Eon),
- : . G MK asclapoll

P e e L

- 1548920017-4"
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’mamiEC(mo»c.H,caol . T £.) mh40

ml hot HyO added a hot soln. 37 g, jsonicotinic
drazide (I) gave on cooling 98% §sonicali lqdrame
(11}, m. 205-6° mmiydruc, loses H,0 at 160%); ‘Na salt,
tuls; 40), m. 230-40°; diethanolamin: e salt, m'e
186-7° (from BtOH); EtWNH .ml! m. 178-7° (from EtOH).
. Aq. solns. of these salts become cloudy on sl:mdlnz and de-

; posit ppts. of the salts. E I in 10 mi. H,O
‘to2.1g Bt puudo:ginnnte [6. ,&8:0; °(M ).g.}I.C{{Ol'
[y , m, . Heating X
glOH gave III.  Ifaand I nppear to be the same compd.,

' but « mixed m.p. depresses to 190-8°.  Similarly was prepd

: nunuco—_ ¥

!

. 5 :
M Tl e
Me o
(o1)
, /CH:NNHCO—QN-
M CONHN:CHCHOH-0 -
M ,
S
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' gxb), (0?%). m, 214465’%0 |h;=]ra!e. loges x?,gi’idﬁf)%? ok
m

. 4-chlorop
. {1903)] and 20 g NiH HO to 30' Ied tn a
. reaction and on cooling the
. dimell Atkalasine, m

pi
H;0). - -Heatinj 3.28 e with l.37_g._l in-'
" EiOH 1 hr. gave 0% ?ﬂmmmmﬁ

- mw)p halanal,-

- bacteria than

abs, BtOH satd. with HCl .~ "/ §
gave 5 : Ec aster of I, m. 313-14° grmu RBtOH), whkh -
mth NiH . H:QO rapidly:rﬁ’ve 87% 2-NH\NHCO analog, m. .~ -
162-3“ {from H,O) (1.5 ) fn: EtOH rith 0.6 (S— -
TCH NN CO) owaloe ?ﬁf)g mﬁu' {from EXOH), |
] a s M. mm
Heating 10 g. fef. , Ber. 36, 3378

aixt, yielded

prepd. the
'rhe Inuer md {Ia are less active mlnst
than the cofrespouding’ json
troduction of a 2nd :CNHN:C group into the
‘hvdrazones reduces tkdt activity. . - .
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PERSHIN, G.N., laureat Stalinskoy premii, professor, redaktor;
SHCHUKINA, M.N., professor, redaktor; NATRADZE, A.G., otvetstvennyy
S LFEEaTyY T SRAECIYEVSKAYA, S.I., professor, chlen redaktsionnoy
kollegii; MAGIDSON, 0.Yu., professor, laureat Stalinskoy prenii,
chlen redaktsionnoy kollegii; UTKIN, L.M., professor, chlen redaktsion-
noy kollegii; MASHKGVXKIY, M.D., professor, chlen redaktsionnoy kolle-
gli; AN.0.1., redaktor; GLUEHOTEDOVA, G.A., tekhnicheskiy

redaktor.

(Synthomycin] Sintomitsin. Ctvet. red. G.N.Pershin. Moskva, Gos.
{gd-vo med. lit-rv. 1954. 194 p. (MLRA 7:8)

1. Moscow. Nauchno-issledovatel'skly khimiko-farmatsevticheskiy

institut.
(Chloromycetin)
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SHCHUKTNA, M.N.; SAZANOVA, Ye,D,; PERSHIN, G.N.; Makeyeva,0.0.

e

e

Aromatic isonicotinylhydrazones; & new class of drugs in the
2:44.50 Mr-Ap 54,

treatment of tuberculosis. Probl.tub, no.
(MIRA 7:5)

1, Iz Vsesoyuznogo nauchno—issledovatel’skogo khimiko-farmatsev-

ticheskogo instituta.
( TUBERCULOSIS, experimental,
*off, of isonicotinaldehyde thiosemicarbazone)
(ALDEHYDES, effects,
*igonicotinaldehyde thiosemicerbazone, on eXper. tuberc.)
(THIOSEMIGARBAZONES, effects,

*4 gonicotinaldehyde thiosemicarbazone, on eXper, tuberc, )

S | : -
= SETENG . - -y

S e T Tk
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USSR/ Chemistry - Pharmaceutics
Card 1/1  Pub. 151 - 28/36
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Authors : Savitskaya, N, V., and Shchuklna, M N.

Title : Synthesis of phenothiazine-l—carbo;quic acid derivatives

Pericdical : Zhur. ob. khim., 24/1, 152-156, Jan 1954

Abstract : Various amides and hydrazides of phenoth1az1ne-1—carboxy11c acid and some of
their derivatives were synthesized and their anti-bacterial (anti—tubercular)
effects were investigated. The effect of a thionyl chloride surplus, phos- .
phorous oxychloride and phosphorous pentachloride on phenothiazine-l-carboxy-
1lix acid, is explained. The synthesis of acid chloride of trichloropheno-
thlazme—l—carboxylic acid, according to Curtius, results in the formation of
an imidazole cycle., Six references. 3-USA; 2-USSR and 1-German (19LL-1953)

Institution : All-Union Scientific Research Chemical-Pharmaceutical Institute

Submibtted @ July 14, 1953
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SHOHUKINA, M. N,

USSR/Chemietry

Card 1/1

Authors : Shchukine, M. N,; and Yuan'-Chen-e

Title : Synthesis of sulfanilamide derivatives in the lysine serles.

Periodical . Zhur. Ob. Khim, 2, Ed. b4, 687 - 692, April 1954

Abstract : Iysine is one of the irreplaceable amino aclds of great importance for
the metaboliem and growth processes in the organism, Its sulfanilil
gubstitutes are of interest in testing itse antibacterial effect. The
authors synthesized N¢ - and ¥ -sulfanilil substitutes of d, 1-1ysine
through ite copper complex. The authors obtained N¥ - N% - disulfenilil -
substitutes of d, 1-lysine and corresponding ester, hydrazide and :
hydrezones. Nine references; 1 USSR gince 1952; 1 German 1909;
7 English since 193L. Chemical formulas.

Institution : The S. Ordzhonikidze All-Union Scientific-Research Chemical-Fharmaceu-
tical Institute. :

Submitted : Novewber 30, 1953
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5 WSjnthesis of derivatives of thdeiﬂg%ugesulfogl% E;d
" N. V. Cavitskayu and M. N, bicl.ukina (. Urdzhonixidze, .
Al Usion- S5t NescarshCRamaBRamR Tist., MWl

ur. Obsheh i, 23, 2002-A 10a1). —~ 14.H:0 (5 8.)
in & mi. H;0 Ledtbed slowly with 10 . p-Bz0C11,S0:Cl und:
cooled yleldud 7154 p-HIOCH SONHNE, decomn, 165-8%;
$lrom D0) Hlile with p-HOCHCHO ins kot 1, gave p-

P-HIOCINSONTIN: CI. YOOI, m. 148 9 (from nq.’

C O LtOHY,  p-AeNHCGIHLCHO simdlasly gave p-(p-HOGIH -
CSONHN:CINCHNHAe, d vomp. 181-5° ([mm up. I't.
OH), while p-MeHCELCUO vave p{p-HOCHLSONH .~

CHYCULNAMes, decomp. 157-8" (from 259 AcOli),
NiH L0 and £ -BtOCH30,C1 similatly gave 789, p-
EI0CJH SO.NITNHy, m, 111° (decompn.; from Etuil),
converted to the lollowing p-EIOCHISO:NHE: CIIR (R
given):  p-AeNHC L, decomp. 186-6.5° (from TOH);
MesNCH,, decomp. 170-1° (from EtOH); 3,4-3c-:
HO)CH;, d=cump. 128-30°, The reaction of 16 g. p-
AcNHCAINH, (16 g.) with 24 g. p-BtOCHSOCL in H,0.
in the prescnce of 17 g. Na-CO;s (completed in 1 hr. at 10°);
gave p{p-E1OCGIISONI G NI, w. 155-6°, after hy--
drolysis of the intermediate by refluxing 2 hes, with 100 ml.
20% NaOIl. Similar treatment of p-Bz0CHSOCl gave:
{p-ITOCH SONICH NI, m. 200 1° (from 1:0).°
{oating 156 g. p-CH(Ns) with 9 . p-LEOCH SO in -
__H,0 2.5 hirs, ut 45° gave p-(p-EIOCH.SONI )., des:
comp. 6° (from AcOH). AcNICH,CH,NH, with p-
BzOCHSO,E guve an intenmmedinte product whizh, re-
fuxed with 209 HCI 28 lrs., was hydrolyzed to p-HOC.He"
SO N CHCH NIy, decomp. 240-3° (frcn coned. HCI);'
$-EtOCH,SO:Cl in the abave reaction gave, after hydrolysis”
of the intermediate 26 hrs. with 20% HCI, p-EIOCH SO
NHCH,CHyNHy, devamp. 236° (from coned, HCI). Noneof !
the products had a nutable unliluben:u'laé activity. '
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SHCHUKINA LK

— (A& new methiod of synthesis of f-aminghes Tabaled
. “with carbon.l4 and the preparation. ed anesthetics:

1] anesthesine, Novocaine, and cocaine. . Markove,! -
: "1 L. N. Zenkova, and M, % Shchﬂlh'nﬂ . :
-Uaion > Researcil em - harm. ¥ N
ur. Ubshe i, 29, E .
(1) was prepd. in 75%, yield by the reaction of BuLi with 5+
BrCH,Cl, followed by treatment with C1O; at —70° under’
: N. A detailed description of the app. and the procedure i3 .
¢ ‘given. 1 heated in autoclave to 138-40° 4 hrs. with 28%.
. -— NHOH in the prescace of CusCl: gave 70.4% p-HaNCHe-,
CHO,H (1), ui: 185°: Refluxing ILHCI with EtOH and’
: : 4-5%, dry HCI 4 hrs. gave 73.6% of labeled auesthesine
. (1), m. 90-1°. I heated with Et: NCHZCH,;OH in the
- presence of Et,NCH,CH,ONn. catalyst in vacuo to 80-6° )
yielded 42.6% of labeled Novocaine (HC! salt, m. 156°). 4
Heating PhCHOCI with ecgonine Me ether in C4H 6 hs. at:
reflux gave labeled cocaine, isolated as HCl salt, m, 162°0 )
Also in. 7. Gen. Chem. U.5.S.R. 25; 13209-32(1955Engl.. : ;
transaction). : G. M. Kosolapoff _, ‘T(
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'

\/Synthesls of Ntmlfmﬂunlde deﬂuﬂvu of the lysina

series. Yuan Chen-e and N. {S. Ordlhon 2oy
\i\ kidze AlLUmon Sci. Res Mos-
. cow), Zhur, Ob:IquXKhmx 25, 1972—7(1056) —-Beckmnnn

rearrangement of cyclohexanote oxime and direct benmyln-
tion of the erude product BsNH(CHy\COH,
. _78-80°, Brom ination ..mf' tesification gave 809? H:Ml-;
{CanC COEL m, B6-7° (from elr e!h which! -
6.815.),6.83 g. sulfanilamide, and 0 K1 in dry EtOH:. - p”
were heated in a sealecf tube 14 hrs.at 140-60". and tbe prod-,,- -
bet hydrolyzed with 16% KOH 5 hes, at 85.00° A
T2% B HNSOICHNE CH{ COTY CHANE,, . s
(fmm :0). To 110 ml, % NaOH was ndded at 50°.
multaneously 50 g, cyclohexan exanone and 185 ml. 2695 H,O,
ov& 45 min.; after 1,5 hry. at room temp., extn. with Et,0,
tion and salting out with NH, LSO, th thers was ob- 1
tained the crude hydroxy acid, w (45-50 was treated
with 140 ml. 48% HBr, 356 m}. H.SO.. and 5 ml, 28% H.iOsy4
alter 2 hrs, at room tcmp.andﬁlm ‘at 100° therem iso-!

‘ ' '\mﬁd__%_ﬂ’!_gﬂ O:H, converted to Bt sster, by 100-;
f

7-4"
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! -7 5, Th Wi e, {nmisen of pyridine|
i ' T -and KL ind B0.0H after 21 hrs. at 100° gave 60% HyN+
. SOsCHINH(CH W CO El. m.. 85-8% hydrolysis wi 10%‘
KOH gave the freeac .126-8.5° (from H:0), which with
: Br in the presence of PC s at reflux 10 hrs. gave 74%, p-}[,-
NSO;C.H.NH(CH,\.CHB!CO;H m. '150-2°, whi
| exterificd with EtOH and heated with K phthalimide 0.5 i
at 150°; hydrolysis of this with 10! KOH. followed by 20%
l . HC! gave HNSO: CHINH(CH) CH({NH, 2 51%;-
- m. 186-7° (from dil. EtOH). To 8.3 g Br(CHg);CO;H in
| 10: ml. PCI.wnsadded7 § g Brand the mixt, after 0.5 br. at
stirred 7 hrs. at 70-98°, yielding on dxln
with BtOH 78% Br{CH)\CHBr rCOEL, b 128-30°.
This heated with sulfanilamide aad pyndme in the presence
i of Cu(OAc). in dry BtOH 20 hrs. at 160-80° atid the crude
1 product hydrolyzed with 10% KOK veafter removalof Cu
with HeS an unsmted yiel bu& f»-xuljmmdapkenyl)— .
: pr-lysine; m. 227-9° (fmm aq. EtOH
)
L)

G. M.
.-__‘1
:

e e e [ U S
St
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CHCHUKINA, ™M N

v [ 7 midazcle.” I 4(5)-Phenylimidazols? mercaptana aad
\ ! Mulddes. P. 3, Kochergin and M, N, Shhukina (5.
N ' Ordzhonilidze , AlUnjon Sci. R

esearc em. .
Inst,/Moscowk}: |8bur, Obshchel Khim, 25, 2182-8(1055) — -
! . R ing 28 g, B2CH,NH,.HC!} and 17.8 g. KSCN in &'
/ i EtOH 3.5 hrs. glive 23 g. l(ﬂ-ghmyl-bm:;fldm&lwk,
" m. 261°; an 80.6% yield Is obtained in AcOH soln. The
use of A-ONCHCQCHNH:HC! gave 8084 . 4(5)-p--
nitrophenyl-2-mevcoploimidazole (), - does: not. m. below /
820°; in AcOH/the yicld is 08%. This treated with hot: /
10% HNO; 15 giin. gave 4(6)-p-nitrophenylimidazole, m.
225°; mnitrate; m. 200°. Reduction of I with NHH,S in
ag. EtOH at room temp. gave minophenyl-2-mer-
caploimidasole, m. 237-9° (from EtOH); H (I salt, decomp,.
3 260-70°. A soln. of 0.33 g. Nu in 18 ml. EtOH was treated:
with 6 mi. HyO and 2.52 ¢, 4(5)-phenyl-2-mercaploimidazols
(II), followed by 2.13 g. Mel and heating at 45° 4 hrs,;
there was obtained 07.56% 4(5)-phenyl-2-methylmercapto-
imidazole, m. 135.5-8.5° (from agq. EtOH); HC! salt, m.
. 180-81°. The use of EtI gave 4(5)~phenzb2—dhylmer:aplo—
o smidatole, m. 120-30°; HCl solt, m. B2-3%, while the use of
PrBr gave 98.6% 4(5)-phenyl-2-propylmercaploimidazole, m.
78-9°; HCI salt, m, 148.6-9°. * Similarly was prepd. 999 {
-t(5)-phenyb?—bulylmenaploimada:alg, oil; HCl salt, m. 172-
: 3% 4(5)-phenyl-2-isoamylmercaptoimidazole, m. 81-3° (H I
! salt, m. 170-70.5°), was prepd. similarly in 0%, yield from
iso-AmBr, while hexyl bromide gave 01.8% 4(5)-fhmyl-.1-
hexybmercaploimidazole, oit; HC! salt, w. 136-0.6°. Simi-

(ﬁ e }

PR RN R S DR AR NS

AT PSR AT S DT R s R

R T AT A
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T olarly, I tmted with Na-EtOH, followed- by p-ONCHJI: - o~
and refluxed 4 hrs. gave 4(5)-pheny¢-2-p-ud%huylmat§m
imidozole, decomp. 150-2° /
lmly I and fso-AmBr gnve 76.2% l(ﬂ]p-mtmphmyl-
dsmercaploimidazole, oil; HCl salt pn ) 62
ll EtOH-EtONa !mtcd with EtI and n:ﬂmd 3 brs
gave a mixt, from which was obtamed a low yield of I-dhyl-'
E 4-phmy{-2—dhylmatoplmmsdazvle ; picrale, m. 184-8%; i
: ‘frec base, be.as 167 osola
i .
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o Imidazole series. mﬁ?ﬂ'ényl-z-mndazolyl alkyl- ,2
aryl) sulfones and sulfoxides. P. M. Kochergin and __—
M. N. Shchukina. J. Gen. Chem. U.S.S.R. 25, 2289-93 -
(1955)X Engl. translation).—See C.d. 50, 9387i.
e B. M. R.
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K: M. Mﬂmv eva,:

skn?.

I . d m)q— 2 .
'_,—ghngo}%g pymne-‘.‘.—mrboxy“c dry MeOH .~ -
and 5 mi. H,;80, gave on coolin, neutml!ubm andextnl
with ‘hat BtOAc 70% Afe sster ?.[),mr 02°, " Similarly was: - -
prepd. 70! Etx-pyndcmeb‘—mraoxﬂau,m. 123-8%, which - *- . 0
mth N:Hj.H.O in - EtOH séadily . gave. the, conupondmg S RO
hydmzlde, dues not m. 330%- -Hydrogenation of 4-methyl-. 7" © .o o070 0
- 2 6-dichloropyrimiding in sq; KOH over Raney Ni st 00, °
‘ntm gave 45 &wtbylpynm:dma {ntheaq. soln.whlchoxh; .
4 dized with, !!.MnO. to 54% pymn idined-casbosylic acid, m,’
” ' 238-40°, " This treated with SOC), followed by EtOH, gave, -
T 84.8% Ei esler, bgy 155—00‘, m. 37-9°, readily converted t
‘the hydrazide, m. 147-7.5°," I refluxed.briefly with MeO!
%CH,NH g gave d:(z-pyraumoylammo)elhnne. m, 206-7
from 50% AcOH). . The hydruzides heated: briefly wi
the given aldehydes gave the: cotresponding hydrazon
: (yxéld arnd rg‘;p ;hu‘;g? i hydmmle- 3 ,3-335!
D Qr <= —

\'2

HQCH CH
J.#HU:C(MEO),CJ{-CHO, 75
3-Pyeidazone-6-carboxylic: hydrazide: - 80%, mfus'bre, I
p-AeNHCH.CHO,. 775"/ -330°%;- IL '80.86%,.206-8% p- .
M NCH(CHO (IV), 84 3 285’ Pyr.muime—l-tarbcsylm'“ e
- gcd hydraside; T, —,-262-3%- 10, —, 285°6%; "IV, —, =
282-9°_ - 1.with AcNHCH;CH;NH, gave 38% GH:O:N
m. 187-8%; while o-Cii( NHy)y with 2-pymzmccurbon L
‘ chlom{c (V) gave CuHwON,, m. 199-200° (Ac deriv., m.;:
o 1057 ) V with 122-0,NC1:NH, gave 78% CulO:Nim.'
aopl :176-7°, while p-AcNHCHNI; gave 88 CqunOgN., m, .
- "HH!O“ The emides and. hydmiaones listed above shaw;

HO ( 25
90»— : 217—18 .

no antibacterial action tn\pt for 3\\ght activity’ ag'dmt' R
mpucn\(msb\clun e : (. M knsot g(_) ﬁ) LR
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Shehu’KINR, Wi

SR tyoxallnd.” U, 4 (5)-Phenylglyoxalin-2-yl alkyl. (ary}) sulpbones .
oo ‘/zg‘lulphoﬂdel_{ P, ‘M. Kochergin and M, N, §hchukinnl(2h.

R " U obshch, Khim., 1958, 25, 2318—2323).—A series ol ¥{5]-pheayls \Ji

) gllyoxulin-lyl alkyl (aryl) suiphones and sulphoxides wore obtainod B

which showed varying degrecs of antibacterial pawor. - Tho forma- -
tion of sulphoxides and sulphones depends on the nmount of H,0, i
‘used, and proceeds in stagea. By the action of equimol. prgportions

- of H;04 on 4(5)-phcnyl-2-isopentyl- and 4(5)-phenﬁ;2m—‘l’1exyl-thi_o'- o T e
- glyoxaline &t room temp., swiphoxides with ylelds of 88% were - | LA

obtained ; with 2 mol. H,0, and 1 mol, of sulphide in similar condi~: . < - L
tions (15—45°) sulphoncs were obtained  in 70--94% -yields. Ll
2-isoPentylsulphinyl-4 (5)-phenylglyoxaline hydrochiorida exhibited. - - - - w07 -
anti-staphylococeal activity (1: 4000} aud the 2-n-hexylsulphinyl! ’ = i
deriv. anti-anthraxoid activity (1 : '8000). -Sulphones derived!
from glyoxalines showed less activity in osteo-tuberculosis treatment .

than did sulphides; sulphoxides shawed the greatest activity. S
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Characteristics ot |

T | yrasine sitegien otannd by i
S /4! diamides ‘of aming with me y
rtinskaya and kipn_ (Zk. obsheh. Lhim., 19
2525 -2531),—

with diamides of aminomalonic ac
methylpyrazine-3-carboxylic acid wer
not 2-hydroxy-5-methylpyrazine-3
earlier research work by Karmas and Spoerri (J. Amer,
1952, 74, 1586) and Jones (ibid., 1949, 71,778
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id, anmides of 2-hydroxy-6-: &
e formed in good- yields and

-carboxylic "acid as-‘stated in.

ndénsatlon T
SL V.

chem. Soc,,
L

CIA-RDP86-00513R001548920017-4"



"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86 00513R001548920017 4

FATVENE RTINS E MR RSTERSR VLT T S s Trn R

Shehw K A Mo

‘~~.‘.._ .

e

R e hat s

APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001548920017-4"



